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* NOTICES * 
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CLAIMS 



[Claim(s)] 

[Claim I ] ( 1 ) Mix a zirconium sol and a cerium sol by the theoretical ratio corresponding to the end product for which it asks (the ratio 
to the average diameter r2 of the particle which constitutes this cerium sol of the average diameter rl of the particle which constitutes 
this zirconium sol - r is at least 5). (2) The synthetic approach of the constituent based on the mixed oxide of the zirconium 
characterized by including the phase of calcining the precipitate which added the base into the obtained mixture, collected the 
precipitate by which (3) formation was carried out, and was collected by the (4) last, and a cerium. 

[Claim 2] The approach according to claim 1 characterized by the average diameter of the particle which constitutes this zirconium sol 
being 5-500nm. 

[Claim 3] The approach according to claim 2 characterized by this average diameter being 10-200nm. 

[Claim 4] The approach of any said one claim [ which is characterized by the average diameter of the particle which constitutes this 
cerium sol being 3-100nm ] publication. 

[Claim 5] The approach according to claim 4 characterized by this average diameter being 5-50nm. 

[Claim 6] this - a ratio - said claim characterized by r being ten or more - the approach of any or one publication. 

[Claim 7] this - a ratio - the approach according to claim 6 characterized by r being 20 or more. 

[Claim 8] said claim characterized by adding the 3rd component (doping component) chosen from the component of which carrying 
out heat stabilization of the specific surface area of a zirconium dioxide and (or) cerium oxide is known to this mixture - the approach 
of any or one publication, 

[Claim 9] This doping component is especially a rare earth metal, and an yttrium, a lanthanum, a praseodymium, a neodymium; 
alkaline earth metal and the approach according to claim 8 characterized by being especially independent from magnesium, calcium, 
barium; aluminum; silicon; thorium; scandium; gallium; boron; titanium; vanadium; niobium; tantalum; chromium, or a bismuth, or 
being chosen as mixture. 

[Claim 10] The approach according to claim 9 that this doping component is characterized by being independent from a lanthanum, 
aluminum, and silicon, or being chosen as mixture. 

[Claim 1 1 ] The approach of any said one claim [ which is characterized by this base being aqueous ammonia, a sodium hydroxide, or a 
potassium hydroxide ] publication. 

[Claim 1 2] The approach according to claim 1 1 characterized by using an aqueous ammonia solution. 

[Claim 13] The approach of any said one claim [ to which addition of a base is performed until the last pH of precipitate mixture is set 
to at least 4 ] publication. 

[Claim 14] The approach according to claim 13 characterized by this pH being at least 7. 

[Claim 15] The approach of any said one claim [ which is characterized by these precipitate being collected by filtration ] publication. 
[Claim 16] the collected precipitate - next, said claim characterized by being preferably washed bywater - the approach of any or one 
publication. 

[Claim 1 7] The approach of any said one claim [ which is characterized by drying the precipitate which was collected and was washed 
by arbitration ] publication. 

[Claim 1 8] The approach of any said one claim [ which is characterized by performing this calcining at the temperature which is 700- 
1000 degrees C ] publication. 

[Claim 19] The approach according to claim 1 8 characterized by this temperature being 800-1000 degrees C. 

[Claim 20] The approach of any said one claim [ which is characterized by expressing with the gestalt of oxide and obtaining the 

constituent containing 51 - 99% of the weight of a zirconium, and 1 - 49% of the weight of a cerium ] publication. 

[Claim 21] It is the approach according to claim 13 characterized by expressing with the gestalt of an oxide and obtaining the 

constituent which contains further 1 - 10% of the weight of the above-mentioned doping component preferably 0. 1 to 20% of the 

weight. 

[Claim 22] The constituent based on the mixed oxide of the zirconium characterized by having the specific surface area of at least 
10m2/g, and a cerium. 

[Claim 23] The constituent according to claim 22 characterized by this specific surface area being 20m2/g at least. 

[Claim 24] The constituent according to claim 23 characterized by this specific surface area being 30m2/g at least. 

[Claim 25] The constituent according to claim 24 characterized by this specific surface area being 40m2/g at least. 

[Claim 26] The constituent of any one publication of claim 22-25 characterized by having the specific surface area of at least 20m2/g 

after 800-degree C calcining. 

[Claim 27] The constituent according to claim 26 characterized by this specific surface area being 30m2/g at least. 

[Claim 28] The constituent according to claim 27 characterized by this specific surface area being 40m2/g at least. 

[Claim 29] The constituent of any one publication of claim 22-28 characterized by having the specific surface area of at least 20m2/g 

after 900-degree C calcining. 

[Claim 30] The constituent according to claim 29 characterized by this specific surface area being 30m2/g at least. 

[Claim 3 1 ] The constituent according to claim 30 characterized by this specific surface area being 40m2/g at least. 

[Claim 32] The constituent of any one publication of claim 22-31 characterized by expressing with the gestalt of oxide and containing 

5 1 - 99% of the weight of a zirconium, and 49 - 1 % of the weight of a cerium. 

[Claim 33] The constituent according to claim 32 characterized by this cerium content being 1 - 30 % of the weight. 

[Claim 34] Claim 32 characterized by containing further 0. 1 - 20% of the weight of the above-mentioned doping component, and the 

constituent of any one publication of 33. 
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( Claim 35] The constituent according to claim 34 characterized by the content of this doping component being 1 - 10 % of the weight. 
[Claim 36] claim 34 characterized by this doping component existing in a zirconium dioxide and (or) the solid solution of cerium 
oxide, and the constituent of any one publication of 35. 

[Claim 37] Operation for manufacturing them as the catalyst or catalyst support of the constituent obtained by the constituent of any 
one publication of claim 22-36, or the approach of any one publication of claim 1-21. 

[Claim 38] The catalyst which porosity support becomes from this porosity support and the catalytic activity component which are 
characterized by including at least one sort of the constituent obtained by arbitration as mixture with an alumina by the constituent of 
any one publication of claim 22-36, or the approach of any one publication of claim 1-21. 

[Claim 39] The monolith-type catalyst which is characterized by a porous layer containing at least one sort of the constituent obtained 
by arbitration as mixture with an alumina by the constituent of any one publication of claim 22-36, or the approach of any one 
publication of claim 1-21 and which a catalytic activity component becomes from the super-thermal-resistance structure (support) 
covered by this porous layer (wash coat) to which it adhered on it. 

[Claim 40] an internal combustion engine, especially an automobile engine - since - claims 38 and 39 for processing exhaust gas - 
the operation of the catalyst of any or one publication. 



[Translation done.] 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[000 1 ] 

[Industrial Application] this invention especially has the improved specific surface area and the specific surface area which has 
thermal stability widely especially, therefore relates to the new manufacture approach of the constituent based on the field of a 
catalyst, and the mixed oxide of the zirconium and cerium which especially fit the use as for example, the catalyst itself and (or) 
catalyst support in the field of automobile afterburning (afterburning). This invention relates to the constituent based on the mixed 
oxide obtained by this manufacture approach as an industrial product new and useful again. Finally this invention relates to the 
specific usage of this constituent. 
[0002] 

[Background of the Invention] Independent or the degree put together and used has been increasing a zirconium dioxide and cerium 
oxide today especially into the constituent for these catalysts that are known as two significant and useful components, therefore are 
known as an example by both their considering as a polyfunctional catalyst, especially the catalyst aiming at processing of the exhaust 
gas from an internal combustion engine. It not only performs especially oxidation of a carbon monoxide and a hydrocarbon, but the 
catalyst which exists in exhaust gas, which exists in this gas and which can succeed also especially in reduction of nitrogen oxides is 
meant as various functions ( M 3 yuan (three-way)" catalyst), those presentations and an operation principle are already indicated by 
many reference about this catalyst, and forming much patents and (or) the theme of patent application will be described from now on. 
[0003] even if it carries out with the knowledge of modernization study, by the time it solves a zirconium dioxide and the mixed 
effectiveness of a cerium - not resulting - actually - occasionally - conflict - even being generated - the industrial "3 yuan" catalyst 
which still contains these both oxides now although carried out - which [ the ] - it seems that or it was established that it is that which 
is more synthetically [ than the catalyst which does not contain either ] effective a zirconium dioxide and cerium oxide exist generally 
by - found out with the gestalt of simple physical mixture of the oxide particle by which distinction tends [ very ] to attach 
uncombined condition -, i.e., these two components, into the last catalyst in the above catalysts which can succeed in a specific 
catalyst function and (or) an easy specific support function for other catalyst components, such as platinum, a rhodium, and other 
noble metals. This attributes a cause to the oxide powder and the fact that it will be obtained by careful mixing of precursor ** which 
can be pyrolyzed to this oxide if that is not right instead that this catalyst based on a zirconium dioxide and cerium oxide corresponds 
in most many cases. 

[0004] Now, installation and use of the zirconium to the inside of the constituent of a catalyst and a cerium component are not 
performed with separation and an uncombined gestalt for various reasons in the field, but they are the oxides Zr02/Ce02 mixed by the 
whole substantially and preferably on the contrary at solid-solution type truth. It succeeds in the attempt performed directly with the 
surprising upward tendency today with the gestalt. However, in such a case, this is also a completely customary demand in the field of 
a catalyst, but it is needed that it is possible for the mixed oxide which has the specific surface area which is thermal stability 
preferably possible [ max ] to come to hand. The fact that the effectiveness of a catalyst becomes large as the contact surface area 
between a catalyst (catalytic activity phase) and reagin generally becomes large is actually taken into consideration. It is appropriate to 
be maintained where a catalyst is divided as most as possible in both conditions the time of the beginning of using and after use hot to 
some extent and prolonged. - It is got blocked. The solid particulate or microcrystal which constitutes a catalyst can identify small as 
much as possible, and what is obtained only from the mixed oxide which has a high specific surface area which is comparatively stable 
to temperature is suitable. 
[0005] 

[Summary of the Invention] This invention aims at satisfying this need. To accuracy, more this invention economically simply And it 
is what means providing the whole with the new approach of making it possible to obtain access to the constituent crossed to the large 
field based on a solid-solution type mixed oxide in Zr02/Ce02 system substantially with repeatability. It is (it is understood that "the 
constituent crossed to a large field" means that it can change within very large limits as the zirconium in the solid solution and the ratio 
of a ceri um are shown below here). It is in the main benefit of this constituent having a large specific surface area, when a cerium 
content is high to one, and on the other hand, maintaining specific surface area even with after [ significant to two ] calcining in an 
elevated temperature. 

[0006] The new synthetic approach which was suitable for preparation of the constituent based on the mixed oxide of a zirconium and 
a cerium according to this invention for this purpose is proposed. At the beginning of: (1) characterized by this approach consisting of 
the following substantial phases It mixes by the theoretical ratio of which a zirconium sol and a cerium sol are required (the ratio to the 
average diameter r2 of the particle which constitutes this cerium sol of the average diameter rl of the particle which constitutes this 
zirconium sol - r is at least 5 (r=rl / r2)). (2) The precipitate which collected the precipitate by which added the base to the mixture 
obtained by next doing in this way, and (3) formation was carried out, and was collected by the (4) last is calcined. 
[0007] It is possible to obtain a mixed oxide type phase in the low calcining temperature of about 700 degrees C by the approach by 
this invention. Thus, since this approach is enabled to use such low reaction temperature that it not usually think as compared with the 
matter known for the solid-solution composition field today, although the product obtained by that cause is naturally suitable for the 
use as a catalyst, it has a specific surface area high enough, this calcining phase makes it possible substantially to form a solid-solution 
phase, to raise the crystallinity of this solid solution, and (or) to adjust to the final value for which it asks to the usage which was able 
to give those specific surface area. Thus, the formed phase is clarified by X-ray-analysis analysis. Furthermore, it is possible by only 
adjusting the size of a start sol by this invention to adjust and control the size of the last powder obtained easily. Other descriptions of 
this invention, a mode, and benefit will become clear more completely as they read and advance the following description with various 
concrete and nonrestrictive examples which mean illustrating it. 
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[0008] "Specific surface area" means the B.E.T. specific surface area determined by the nitrogen adsorption according to the ASTM 
criterion D 3663-78 which was established from the Brunauer-Emmett-Teller approach and indicated by "The Journal of the American 
Chemical Society, 60, and 309 (1938)" in the following explanation of this invention, in addition, it must be understood as what also 
means the constituent (and the manufacture approach) containing the doping (stabilization) component by which it is further defined 
below in a zirconium dioxide and (or) the solid solution of cerium oxide again whenever the expression "the mixed oxide based on a 
zirconium and a cerium" is used. 

[0009] Furthermore It sets to the suspension in an aquosity liquid phase, -, i.e., them, as which an expression called a cerium sol and a 
zirconium sol is interpreted in those most general semantics here, the oxide and (or) hydration oxide (hydroxide) of a cerium or a 
zirconium Any systems which consist of a solid-state particle of the colloid size made into a radical are expressed, and it is still more 
possible to carry out the amount content of residuals of the ion which for example, a nit rate, acetate, ammonium, etc. joined together, 
or stuck to arbitration. In this sol, although a cerium or a zirconium is a colloid gestalt or may be looked at by the whole with an ion 
gcstalt and a colloid gestalt at coincidence, the ratio expressed according to an ion gestalt does not exceed about 10% of the total 
amount of the kind in a sol. It is desirable that the sol all of a cerium and whose zirconium are colloid gestalten is used in this 
invention, the average diameter of the colloid which finally constitutes a start sol - Analytical Chemistry, 53, No.8, and 1007 A 
(1981) in — I must be understood as a thing showing the hydraulic average diameter determined by semi- elastic light diffusion 
according to the approach described by Michael L.McConnell. It is used as a thing showing the hydraulic average diameter of the 
colloid which constitutes the given sol, without an expression called this "average sol size" or subsequent ones also distinguishing only 
in relation to the reason for giving explanation easily and clear. 
[00 1 0] 

[Detailed Description of the Invention] The synthetic approach of the constituent by this invention is explained more to a detail after 
this. As mentioned above, the first stage story of the approach of this invention consists of preparing the mixture of a zirconium sol 
and a cerium sol. The various approaches of compounding them in the start zirconium sol used for this invention and a cerium sol, and 
a list are well learned by this contractor, and are already indicated by reference. Furthermore, some of those sols can be got in a 
commercial scene. For example, 140-300 degrees C of zirconium sols can be preferably obtained by hydrolyzing a zirconyl chloride or 
a zirconium nitrate solution at the temperature of 150-200 degrees C, while it is hot, the concentration of a zirconyl chloride or a 
zirconium nitrate solution is expressed with Zr02, and it is desirable that it is 0.1 - 2 mol/1. Moreover, it is also possible to prepare a 
zirconium sol by hydrolyzing a sulfuric-acid zirconium among a nitric-acid medium or a hydrochloric-acid medium, while it is 
desirable and hot at the temperature of about 90 degrees C, 80-150 degrees C and, the S03/Zr02 mole ratios of a sulfuric-acid 
zirconium solution are 0.34-1 preferably, and it is [ the concentration is expressed with Zr02 and ] desirable [ concentration ] that it is 
0. 1 - 2 mol/1. Thus, it is preferably neutralized by aquosity ammonia, and is washed and distribution is performed to a base and the gel 
obtained by addition of a nitric-acid solution next until pH is set to about 8 next, and as for pH of the distributed mixture at that time, it 
is desirable [ as for the obtained basic sulfuric-acid zirconium ] that it is 0.5-5. 

[00 1 1 ] 5-500nm of things for which the zirconium sol which has the average size of 1 0-200nm in useful is used is [ in / this invention ] 
possible, the cerium sol used for this invention - the same - all suitable techniques - especially - however, it can obtain by the 
approach described by patent application FR-A -2583735 by these people used here, FR-A -2583736, FR-A -2583737, FR-A - 
2596380, FR-A -2596382, FR-A -2621576, and FR-A -2655972 nonrestrictive. The average size is able to use preferably 3-100nm of 
5-50nm cerium sols in this invention. It is chosen and the first stage pH, the concentration, and the introductory sequence of a start sol 
are adjusted so that the colloid mixture to produce may have stability and a homogeneous property. To perform stirring actuation to 
some extent for this purpose is needed. In addition, the amount which exists in the mixture produced in the amount-used list of a 
cerium and a zirconium must be simply [ as usual and ] equivalent to the theoretical ratio needed in order to obtain the end product for 
which it asks. The constituent which becomes available by the approach of this invention is explained below at a detail. As an essential 
description of the approach of this invention, the ratio (these two average sizes are understood to be what is expressed with the same 
unit like NANOMETORU) to the average size of the cerium sol of the average size of a zirconium sol must be about 5 or more than it. 
this « as for a ratio, it is desirable that it is about ten or more, and it is still more desirable that it is about 20 at least, this - it was 
found out that especially the product obtained less than by about five is deficient in a ratio to specific surface area, and it is remarkably 
[ in all cases ] inadequate for it to the use as a catalyst. 

[001 2] it is possible in the embodiment with especially benefit of the approach of this invention that a zirconium dioxide Zr02 and 
(or) cerium oxide Ce02 are independent and to add further the 3rd component (or doping component) chosen from the component of 
which stabtl izing the non-surface area of those oxides when it exists in the uncombined condition is known to above-mentioned 
mixture, that is, as a zirconium dioxide (zirconia) and (or) cerium oxide mentioned above, the drugs with which stabilizing the specific 
surface area is known when independent not expecting, and making it possible to improve the specific surface area of the mixed oxide 
type constituent of this invention substantially and for useful purpose to a surprising thing was also found out. a rare earth metal - 
especially - an yttrium, a lanthanum, a praseodymium, and a neodymium; alkaline earth metal - especially - magnesium, calcium, 
barium; aluminum; silicon; thorium; scandium; gallium; boron; titanium; vanadium; niobium; tantalum; chromium, or a bismuth - 
since - about the stabilizing agent of the component chosen, although it can mention as a stabilizing agent which can be used as 
mixture, of course, they are not [ in / especially / this invention ] independent or the thing restricted to this list. A lanthanum, 
aluminum, and especially three stabilizing agents of silicon are suitable. In most many cases, a stabilizing agent is introduced into 
mixture with the gestalt of the fusibility salt. Of course, installation with the gestalt of a sol is not excepted. As for the amount of the 
stabilizing agent used, it is common that it is the amount which expresses the content of the stabilization component in an end product 
with the gestalt of an oxide, and turns into 0. 1 - 20% of the weight of the total weight of this product. 

[001 3] According to the second stage story of the approach of this invention, addition of a base is performed into the initial mixture 
obtained as mentioned above next. This addition is continued until a component precipitates completely. Especially the basic solution 
that can be used is a water solution of ammonia, a sodium hydroxide, and a potassium hydroxide. It is also possible to use ammonia 
gas. It is desirable that ammonia liquor is used in this invention, when it exists, and (or) when it dissolves in an aquosity medium 
easily, a base can also be introduced into direct initial mixture in a solid configuration. The normality of the basic solution used in this 
invention is not important, and it is desirable to still use the solution of 1-5-N concentration so, although it can cross to the large range 
of 0.1-1 IN. In fact, the addition of a base is decided that pH of mixture becomes seven or more preferably four or more on the last 
aspect of affairs of precipitate. It can add gradually or continuously, and it is accomplished, stirring preferably by the single step. This 
actuation can be performed at the temperature from a room temperature (18-25 degrees C) to the reflux temperature of a reaction 
mixture, and this reflux temperature may amount even to 120 degrees C. As for addition, it is desirable to be carried out at a room 
temperature. 

[0014] In order to precipitate completely at the time of termination of addition of a basic solution, while it is for a while to arbitration, 
stirring of a reaction mixture can be continued further. At the time of termination of a precipitate phase, the solid-state precipitate 
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separated from mixture is recoverable using all customary solid-state / liquid separation technology, such as filtration (filtration), 
sedimentation, filtration (straining), and centrifugal separation. If the simple nature is taken into consideration, use of filtration 
(filtration) is desirable. Thus, although the collected product can be washed next and can use water or aquosity ammonia liquor for this 
washing, its use of water is desirable. Washing using use of an organic solvent, for example, alcohol, a ketone, a hydrocarbon, etc. is 
not excepted, either. In order to remove residual water, 80-300 degrees C of products washed at the end are preferably dried by 
arbitration in air at the temperature of 100-150 degree-C**, for example, and this desiccation is continued until the weight of a product 
becomes fixed. Desiccation of a product can also perform any of the suspension obtained by suspending again underwater the 
suspension directly produced from a precipitate phase, or the precipitate which was separated and was washed by arbitration as 
mentioned above they are according to customary spraying (spray drying). 

[001 5] in the culmination of the approach of this invention, after arbitration washed and (or) dries, calcining of the collected 
precipitate must be carried out to the last. This calcining is continued until formation of the mixed oxide for which it asks is performed 
completely, this makes it possible improvement and (or) to make it perfect, and finally the crystallinity of the solid-solution phase 
formed further can be adjusted in consideration of the fact that the specific surface area of a product becomes low, according to the 
following service temperature meant by the constituent of this invention as the calcining temperature used becomes high. The benefit 
which performs calcining of a constituent absolutely at temperature higher than required temperature and temperature more equal to 
subsequent service temperature at least to accuracy to obtain the generation Are that stabilization of the property of an end product is 
promoted, that is, when put on the bottom of a heat condition severer than the calcining temperature at which the product was exposed 
between that preparation, especially this actuation I hear that it points to restricting the danger of relating to change which may be 
generated in this product, and is about it. Although a calcining phase is generally performed under air, of course, calcining performed, 
for example in inert gas is not excepted, either. 

[001 6] As mentioned above, it is possible to obtain the solid solution at the very low synthetic temperature of about 700 degrees C by 
the approach of this invention, and the solid solution obtained has a very high specific surface area. The exact temperature of depend 
[ existence of a doping component or / absent / greatly ] in which the solid solution is formed is clear to that zirconium and cerium 
content list that are formed especially related, and, so, cannot express a general regulation about this point. However, it is observed 
that the 700-1000 degrees C of the last calcining phases can generally be performed appropriately [ it is desirable and ] at the 
temperature of the range of 800-1000 degrees C in practice, although an elevated temperature and the solid solution for which it asks 
especially are formed and (or) being clarified with an X-ray, after temperature higher than required temperature and calcining which 
comes out has absolutely the specific surface area which can completely permit the constituent of this invention. The constituent 
which enables it to obtain by the approach of this invention is explained to a detail after this. These constituents constitute the second 
theme of this invention. These constituents are first characterized with the specific surface area more than the I0m2/g. the constituent 
of this invention is useful —like -- at least 20m2/g - desirable - at least 30m2/g - it has the specific surface area of at least 40m2/g 
more preferably. In a certain case, the constituent obtained by the approach of this invention can even have the specific surface area of 
at least 50m2/g. 

[001 7] Furthermore, especially when they are exposed to comparatively high calcining temperature as another property of the 
constituent of this invention, for example, when it is used in the catalyst field in an exhaust muffler, it is mentioned that they are 
maintaining a completely suitable specific surface area, that is, - in 800 degrees C -- the constituent of this invention - at least 
20m2/g -- desirable - at least 30m2/g — even if it has the specific surface area of at least 40m2/g more preferably and these 
constituents are heated by 900 degrees C - this surface area - yet - at least 20m2/g - desirable - at least 30m2/g ~ at least 40m2/g is 
maintained more preferably. If it puts in another way, I hear that the constituent of this invention has very good thermal stability about 
the specific surface area, and there is. Being able to clarify existence of the cerium in the constituent of this invention and a zirconium 
component (and arbitration doping component) by the easy chemical analysis, on the other hand, customary X-ray diffraction analysis 
shows the gestalt in which these exist, therefore, as mentioned above by the detail in the letter, the above-mentioned component exists 
with the solid solution or a mixed oxide type joint gestalt substantially and preferably in the constituent of this invention at the whole. 
Especially the X-ray diffraction spectrum of these constituents is a cubic (cubic). Or tetragonal phase (quadratic) Existence of the main 
phase corresponding to the zirconium dioxide which was crystalized by the system and made into it which can be recognized clearly is 
clarified, the unit lattice parameter is replaced to some extent as compared with the pure zirconium, and, so, this means generation of 
the true solid solution reflecting mixing of the cerium (and arbitration doping component) to the inside of a zirconium dioxide crystal 
lattice. When a cerium content is high, in the case of the both, ** which cannot join together or can observe the cerium oxide of the 
specific amount (small quantity) which contains Zr02 in the solid solution is completely embedded into the matrix of a constituent. 
[001 8] As a whole, the constituent obtained by the approach of this invention expresses with the gestalt of oxide, and contains 1 - 49% 
of the weight of a cerium, and 99 - 5 1 % of the weight of a zirconium. Preferably, a cerium content is 1 - 30 % of the weight, and a 
zirconium content is 99 - 70 % of the weight. As this constituent was mentioned above, when it contains a doping component further, 
the content of this component can be expressed with the gestalt of an oxide, and can be 0.1 - 20 % of the weight to the whole 
constituent, and it is desirable that it is 1 - 10 % of the weight. So, although the solid solution which has a high specific surface area of 
this invention is mainly carried out based on a zirconium, it is understood that it can cross to the range of a quite large constituent. The 
upper limit of the cerium content in a constituent is actually imposed by only the limitation of the solubility over a zirconium dioxide. 
[001 9] Therefore, such a high specific surface area means that it can find out very many usages that the constituent obtained by this 
invention is surprised, especially they are the catalyst fields and it is suitable for being used as a catalyst and (or) catalyst support, it is 
possible to use them as the catalyst or catalyst support for performing various reactions, such as the cyclodehydrogenation of 
dehydration, hydrogen sulfuration, hydrogen denitrification, desulfurization, hydrogen desulfurization, a dehydrohalogenation, a 
reforming, steam reforming, cracking, hydrogenolysis, hydrogenation, a dehydrogenation, isomerization, disproportionation, 
oxychlorination, a hydrocarbon, or other organic compounds, oxidation and (or) a reduction reaction, the Clowes reaction, offgas 
treatment from an internal combustion engine, demetallization, methanization, or shift inversion. However, of course, one of the most 
important usages of the constituent of this invention is use as a catalyst constituent which means processing of the exhaust gas from an 
internal combustion engine, as mentioned above. Especially the constituent of this invention fits more manufacture of the catalyst 
which means processing of the exhaust gas from a Diesel engine in a detail. Behind, it is fabricated in order to form the catalyst of for 
example, a bead configuration, or the front stirrup into which catalytic activity components, such as noble metals, sink in this 
application in this constituent is the coat of super-thermal -resistance bodies, such as a ceramic or a metal monolith. - This coat is used 
in order to form - well known as "a wash coat (wash coat)" in the field. The following examples are illustrated without restricting this 
invention to it. 
[0020] 
[Example] 

The cerium sol (7500g) (what was prepared according to instruction of the French country patent A-No. 2583736) which carries out 
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example 1 Ce02 (1 80g) content, and has the average colloid size of about 5nm 70%ZrO2/30%CeO2 It is 20% of the weight of Zr02 so 
that the last mixed oxide of a weight ratio presentation may be obtained. It mixed with the zirconium sol (2100g) which contains and 
has the average colloid size of lOOnm (r= 20). The aquosity ammonia liquor (450g) of 2M was introduced stirring the obtained 
mixture violently. The last pH of precipitate mixture was about 7.5. Filtration recovered formed sediment, and it washed with water, 
and was made to dry in 1 20 degrees C in oven finally for 1 6 hours, after calcining at the temperature under air with various following, 
the BET specific surface area of the obtained product got with following one, and came out. 

- 600 degrees C -- that of 6 hours, or glow: - g-800degrees Cof 76m2/~ that of 3 hours, or glow: - g-900degrees Cof 34m2/~ that of 
6 hours, or glow: -- to the product by which calcining was carried out at 25m2/g900 degree C :-Zr02 by which existence of the 
following solid solutions was observed with the X-ray diffraction spectrum The first solid-solution phase which contains Ce02 (about 
5 % of the weight) in inside, and the average size of the microcrystal in this solid solution were about lOnm. 

- Ce02 The second solid-solution phase and the average size of a microcrystal which contain Zr02 (about 40 % of the weight) in 
inside were about 9nm. 

Furthermore, the oxygen possession capacity (OSC) of the product obtained after calcining was carried out at 1000 degrees C was 
measured according to the following trial. The value was 3.8 ml CO/g Ce02. 

[002 I] Oxygen possession capacity measurement trial: The product (0.3g) by which calcining was carried out at 1000 degrees C was 
exposed to the gas stream (2bar) containing helium by rate-of-flow 10 l/h. A carbon monoxide (5% concentration) or oxygen (2.5% 
concentration) was poured into carrier gas by pulse form voice. : which examined in order of the following - 02 of -1 ream which 
raises temperature to 400 degrees C under - helium - which sends a pulse and which sends CO pulse of -1 ream -- new ~ a series of 02 

- alternation which sends a pulse - CO and 02 A pulse is sent. 

In order to determine and evaluate possession capacity, it is mutual CO and mutual 02. It is lg Ce02 between the last phases which 

consist of a pulse. The average CO consumption (ml) to depend was measured. Oxygen possession capacity ml 02/g Ce02 In order to 

express with a unit ml CO/g Ce02 It is enough to divide the above-mentioned value expressed with the unit by 2. 

[0022] Example 2 average colloid size repeated Example 1 except for the difference which used about 50nm (r= 10) zirconium sol. 

The description of the product obtained after calcining at 900 degrees C for 6 hours is phase: *Zr02 which got with following one, 

came out and was detected by a certain :-BET specific surface area:20m2/g-X line. The first solid-solution phase which contains Ce02 

(about 25 % of the weight) in inside, and the average size of the microcrystal in this solid solution were about 1 Inm. 

* Ce02 Inner Zr02 The second solid-solution phase and average size consisted of a microcrystal which is about 6.5nm. 

The oxygen possession capacity measured value of the product by which calcining was carried out at 1000 degrees C was 2.8 ml CO/e 

Ce02. 

[0023] Example 3 average colloid size repeated Example 1 except for the difference which used the cerium sol which is 15nm (r= 6.5) 

extent. The BET specific surface area of the product obtained after calcining at 900 degrees C for 6 hours was 22m2/g. 

[0024] Example 4 - this example illustrates this invention in relation to using aluminum in a doping agent and this case. Except for 

the point added to mixture by making a boehmite sol into a doping agent, Example 1 was repeated so that the constituent of this 

invention doped with 15% of the weight of the alumina (aluminum 203) could be obtained. The BET specific surface area of the 

product obtained after calcining at 900 degrees C for 6 hours was 39m2/g. 

[0025] Example 5 (example of a comparison) 

Average colloid size repeated Example 1 except for the difference which used about lOnm (r= 2) zirconium sol. The BET specific 
surface area of the product obtained after calcining at 900 degrees C for 6 hours was small 10m2/g. It did not pass over the oxygen 
possession capacity of the product by which calcining was carried out at 1000 degrees C to 1.6 ml CO/g Ce02. 
[0026] Example 6 (example of a comparison) 

The zirconium sol and this size whose average colloid size is about 50nm repeated Example 1 except for the difference which used the 
cerium sol (r= 3.5) which is about 1 5nm. The BET specific surface area of the product obtained after calcining at 900 degrees C for 6 
hours was 1 8m2/g. 

[0027] Example 7 (example of a comparison) 

The weight ratio in an end product (after calcining) expresses a zirconium nitrate and a cerium nitrate as an oxide, and it is Ce02 
2/20% of 80%ZrO(s). The mixed solution contained by the ratio of concentration which becomes was settled by adding an ammonium 
hydrogen carbon ate in various pH. Filtration recovered precipitate, it was washed and was dried. After calcining at 900 degrees C 
under air for 6 hours, the BET specific surface area of two products obtained from the precipitate in pH4 and the precipitate in pH8 
was 1 0m2/g, respectively. 

[Translation done.] 
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* NOTICES * 

JPO and NCI pi are not responsible for any 
damages caused by the use of this translation. 

1 .This document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



WRITTEN AMENDMENT 



[Procedure revision] 

[Filing Date] March 22, Heisei 6 

[Procedure amendment 1] 

[Document to be Amended] Specification 

[ltem(s) to be Amended] Claim 

[Method of Amendment] Modification 

[Proposed Amendment] 

[Claim(s)] 

[Claim I ] ( 1 ) the theoretical ratio corresponding to the end product for which it asks - a zirconium sol and a cerium sol - mixing (the 
ratio to the average diameter r2 of the particle which constitutes this cerium sol of the average diameter rl of the particle which 
constitutes this zirconium sol — r being at least 5) 

(2) Add a base into the obtained mixture, 

(3) Collect the formed precipitate, 

(4) The synthetic approach of the constituent based on the mixed oxide of the zirconium characterized by including the phase of 
calcining sediment collected at the end, and a cerium. 

[Claim 2] The approach according to claim 1 characterized by the average diameter of the particle which constitutes this zirconium sol 
being 5-500nm. 

[Claim 3] The approach of any said one claim [ which is characterized by the average diameter of the particle which constitutes this 
cerium sol being 3-100nm ] publication. 

[Claim 4] this -- a ratio - said claim characterized by r being ten or more - the approach of any or one publication. 
[Claim 5] said claim characterized by adding the 3rd component (doping component) chosen from the component of which carrying 
out heat stabilization of the specific surface area of a zirconium dioxide and (or) cerium oxide is known to this mixture - the approach 
of any or one publication. 

[Claim 6] This doping component is especially a rare earth metal, and an yttrium, a lanthanum, a praseodymium, a neodymium; 
alkaline earth metal and the approach according to claim 5 characterized by being especially independent from magnesium, calcium, 
barium; aluminum; silicon; thorium; scandium; gallium; boron; titanium; vanadium; niobium; tantalum; chromium, or a bismuth, or' 
being chosen as mixture. 

[Claim 7] The approach of any said one claim [ which is characterized by this base being aqueous ammonia, a sodium hydroxide, or a 
potassium hydroxide ] publication. 

[Claim 8] The approach of any said one claim [ to which addition of a base is performed until the last pH of precipitate mixture is set 
to at least 4 ] publication. 

[Claim 9] The approach according to claim 8 characterized by this pH being at least 7 

[Claim 10] The approach of any said one claim [ which is characterized by these precipitate being collected by filtration ] publication. 
[Claim 1 1 ] the collected precipitate - next, said claim characterized by being preferably washed bywater - the approach of any or one 
publication. 

[Claim 1 2] The approach of any said one claim [ which is characterized by drying the precipitate which was collected and was washed 
by arbitration ] publication. 

[Claim 1 3] The approach of any said one claim [ which is characterized by performing this calcining at the temperature which is 700- 
1 000 degrees C ] publication. 

[Claim 14] The approach of any said one claim [ which is characterized by expressing with the gestalt of oxide and obtaining the 
constituent containing 5 1 - 99% of the weight of a zirconium, and 1 - 49% of the weight of a cerium ] publication. 
[Claim 15] It is the approach according to claim 14 characterized by expressing with the gestalt of an oxide and obtaining the 
constituent which contains further 1 - 10% of the weight of the above-mentioned doping component preferably 0.1 to 20% of the 

weight. 

[Claim 16] The constituent based on the mixed oxide of the zirconium characterized by having the specific surface area of at least 
10m2/g, and a cerium. 

[Claim 1 7] The constituent according to claim 16 characterized by having the specific surface area of at least 20m2/g after 800-degree 

C calcining. ° 

[Claim 1 8] Claim 1 6 characterized by having the specific surface area of at least 20m2/g after 900-degree C calcining, and the 
constituent of any one publication of 17. 

[Claim 19] The constituent of any one publication of claim 16-18 characterized by expressing with the gestalt of oxide and containing 
5 1 - 99% of the weight of a zirconium, and 49 - 1% of the weight of a cerium. 

[Claim 20] The constituent according to claim 1 9 characterized by containing further 0.1 - 20% of the weight of the above-mentioned 
doping component. 

[Claim 21 ] the constituent according to claim 20 characterized by this doping component existing in a zirconium dioxide and (or) the 
solid solution of cerium oxide. 

[Claim 22] Operation for manufacturing them as the catalyst or catalyst support of the constituent obtained by the constituent of any 
one publication of claim 16-21, or the approach of any one publication of claim 1-15. 

[Claim 23] The catalyst which porosity support becomes from this porosity support and the catalytic activity component which are 
characterized by including at least one sort of the constituent obtained by arbitration as mixture with an alumina by the constituent of 
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any one publication of claim 16-21 , or the approach of any one publication of claim 1-15. 

[Claim 24] The monolith-type catalyst which is characterized by a porous layer containing at least one sort of the constituent obtained 
by arbitration as mixture with an alumina by the constituent of any one publication of claim 16-21, or the approach of any one 
publication of claim 1-15 and which a catalytic activity component becomes from the super-thermal-resistance structure (support) 
covered by this porous layer (wash coat) to which it adhered on it. 

[Claim 25] an internal combustion engine, especially an automobile engine - since - claims 23 and 24 for processing exhaust gas -- 
the operation of the catalyst of any or one publication. 

[Translation done.] 
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>"}A, /tU^A ; 7;i^^»>A ; > U n > ; H J ^ 
A ; X*>3?9A ; #U^A ; ; ^> ; 

•^A ; ; ; ^nAXtetfX^X. ^^>S 40 

^tm^^, COUXM^K^nafcOT 
HfOM^aiT. 0 . 1-2 02 



4$08¥6-2 7 9 0 2 7 
[0 0 13] *»W©*ife©*-ai»fc:|E(f^ _b5ScD<£ 

toHTS***tt»*tt. 7>*-7, 
HJ#A, *«ft*U9AO*»«T*-5. 7>^r:7 

»co«^a[«asT«^:<, -tn*. «*«o. 1-1 

lN<Dj£V>«BK«3££a*T#£^ ^n-ct>i-5 
Na*©««£«Jrr*£ijWfff;b^. §&Slctt, it 

«©«W««T«^«©pH3j«4JBU, #£L<te7« 
ttS»bft3BK6»dtl«. ^Ot»fP^affl (1 8-2 5 

[0 0 14] &aM&aa>«2na*7ftlc. «J9S^ 

\zn u 5&\z&m\z u«e < oHBta^konta 

6»(i$n>5:a*«:e«r^> WAH 5»(filtratio 
n), tt», ^S(straining) , iSi^i9©4TO«B 

-eofH*tt£^*mtf 3£<f i 1 trat ion) (DffifflWJ 

lv>o z:<D&5\z®u2niz4um&&\zim2nzz. 
ffl Lxffi#^ff&5 c tfe^^n^K safcist^^ 

80-3 0 0*0. »^l/<ttl 0 0-1 5 0t, <D&& 
5*T?WJ6n«. ±*4&CD«S»fct, tOKSI«»6«« 

[0015] **E<o#»©»»arafc«T\ ffijstctt 

<DZ£umtzj&&tsftzmm»#<oii&Bi& : &fa±RV 
OLm &±\z-rzz.ii2:*im\zv. mmznz&itm. 
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&<t\zmm? zim^mm-z z. t zm\*i?z> *>cdt 

[0016] ±mis?tJ:o\z* *mi<»jjm\z&r) 7 o 
o K;mmo#i5\zi&^&fcm&*vmtSfr&%z z. 
irc&o, nznzm®mz#mz&^ttmmm%:mv 

^en* z <D&\zmvr ft'** z. t 
\tx^t^\ l*>u m»±\tmm^mst^-itst\z7 
o o-i o o or;, Sf^u<«80o-ioo ox:om 

m<Dum^m®\znft^g%z.ti&mm2tix^2>. m 
*&> mzmm2tiz®m»*M&L&zs olw xm\z 
£K>mmz?z<D\zmt\z&&teM&£r)m^mi, x 
ofrmo&x2z*&m<nmj&mz±<w&xzz&m 
mm*&i>T^z. *&m<Dj7mz£*)&2>zzi&vim 
\zte%&fcmiz.nfrzmm\zmwznz>. znt><D& 

m*l£?*:<D 1 0 n 2 /g£^<Dtt3tffi«KC£ D teWitt I* $ 
n-5o *S£KOfi^*tt^W«C«^< t*> 2 Ob 2 / 
»JL<im< £<&3 OnVg, <£D#3;b<tt4> 
7i<t'b4 0m 2 /gOil:^«[Sr^fbTV^ o *5591tf>* 

mzzQ&znzmj&mt* &z>m&\zi&x\*. 

Otf/g(Difc^ffii(^^r^ili$Apl|gT^S. 
[0 0 17] MIC, ^WOaj^ftlCOffJ^tt^bT, 

£&mifznz>o z>&0 8 0 QX:\Z#tX*>*5&W<D&0L 

*te4>ft<<ht>2 OmVg* #£U<K£^fc<<ht>3 0m 2 
/g. iOff^K < £ t> 4 0 m 2 /gcOfl;3f®«£*r 

UT&D. znz<Dm&m*9 o owzmmztiThm 

3tmm\t*fz'Pts:< th 2 0m 2 /g, ff£L<te'>fc< <h 
feSOm 2 /^ i0«F*L<«^<i: 5 t)4 0m 2 /g^*|^ 

mz. tvxB^h<\t. ±mz®m<£x\tm&mfc®i 
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10 

7.^9 bMZmz±Lli&(c\ibic) X ttlE^S (quadra ti 

wmzmmxz%±tt<D&&&wt>fr\zL. *<dw&& 
^n?*-*- v;v zj - o a icit« u T*a>n 

jea^^^-feu^A t&r/tts ic f - 1± > 

10 WL&?Z>Zt&XZZ>* ^-opi^o«^^»t^ 

[0 0 18] *SgW©^jtlcJ:r)^^n^»jS%«^ 
£LT* Kft«^88T^LT. 1-4 9Sa%aHrU 
^AXtf9 9-5 lli^0^a-^A$tttS. 
#£L<KL irUtfA^Stel-3 0lft%T*O, 5* 
;i/a-^A-&ft«9 9-7 omS%T&*. 

s^e^^m^ gnk9i<Dmmxmmi<x. 

iS^JtSffi«^«rrsH^«±{c^;Pri~»>A$Si 

[0 0 19] «r>T* *%®tZ£*)nZtlZ>m&LV30K 
*^*ftJ^H». *^fb, K**, ^^ft, 

w<offi^ftco§fess^«ffli*<Dio^ ±j&l 
40 rc£o\z. ft&mm&z<D®xx<Dmm*MmTz>mm 
mf&i&friiisX<D&mx$)Z> 0 *5zm<Dmj&m** &o 
mmzte. mzTj-V)mmfrz<Dmxx<Di&w*m 
B-rs«is<7)fijgicaLTv^o zvamz&x. m& 
&mzm&m^<Dtem£&&ftiz£ v^mtsnzmixu 
&\z, mz\tt-Xfcft<Dmmzmf&?z&\z&mz 

<D&m- z<D&m\mmznx r^^-^^^n-Kwas 

h coat) J tbTS<»^tlT^§-^jSr^^tCffi 

mtztiZo &T<Dm**%m**n\zmm-?z>z.tfti< 

50 WfE-rS^OT^So 
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[0 0 2 0] 

m 

CeO 2 (180g) §tlfi5nm0^aD< F1M 
X*#T*-feUSAvOU (7 5 0 0 g) ({&B4$fF A - 
2 5 8 3 7 3 6^<Dm7^k\Z1£^m$t2n?tb<D) 7 
0%ZrO 2 /30KCeO 2 0>MJt»j£<O«#H&&« 
fc*toiftsn*«fc5l::* 2 0SS%C0ZrO 2 
1 0 0 nm (r = 2 0) O^nD-f F«MX£#T* 
»3-»)A^ (2 1 0 0 g) «hj&&Lrt:. 

(4 5 0 g) $»Alfc, £t»^»<D&»pHte» 

7. st^o^o ^«^n^ttiB«y^^iaJc<tr)iHiiiK 

U *Tft»U mWZ^-Zf>^-Vl 2 0t:JC»Tl 

-6 0 0t:T?6l$fffl<DjW&: 7 6mVg 
-8 0 0t:-e3^fracr)^fiS: 3 4mVg 
-9 0 0 "CT 6 &fOB<DfyM : 2 5m 2 /g 

9 o orT^&^n&feSftfcte* xS^flrx^ 

-ZrO, *ICCe02 (»5Sft%) £<&trS5-@i§#: 
-CeOa 4 J lCZrO J (»4 0ll%) £^t*!g— 

Mic, i o o orT^«fe^nfes»c#e»n/s:^»oK 
*«wib^ (oso &Tm<DU»\z&\,mfet<tirz. 

-£<&«K£3. 8 ml CO/g Ce0 2 T&^fc. 

to 02 1] RggasaassB : 

ioo ox:i*frmt<ntc£.fgLta (o. 3 g) s^u^a 

S^T^X^ (2bar)£8S£l 0 1/hTtBLfc. * 

*Uir-;tfXfc-«ft** (5**£) XteK* (2. 

-^u^irpeia&£4 0 ot:fc±vf^. 
— aoo 2 /vix&mz. 
— moco/vix&mz. 

*¥*5coi8»s (mi) zmfeLfzo mm&Gmjjz 

ml 0 2 /g Ce0 2 (DijMaT^-r&lCte ml CO/g Ce0 2 
[0 0 2 2] 

¥S3n-f FlMXa*»5 0 nm (r = 10) a>5W=i 
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9 0 0t:^6BBI^*L&«^»6nfc^*<O»«tt 

-BETJtXaitt: 2 0mVg 

• ZrOi *KCeCMtt2 5«kX) ££tr»-HS 
COMff^tttUWf^Xttttl 1 nm 

i0 *56. 5nm<D«Mea^e»^:oTV^. 

1 0 0 ot:T^«$n>tfej**«Dtt*«wiB*a93gfi^ 

2. 8ml CO/g CeOiT&ofco 

[0 0 2 3] «3_ 
¥JSan>f FlMXtfl 5nm <r = 6. 5) 8*©-fe 
U ■> A ;i/ £ L V IB HTH 1 £11 0 jg L ft. 
9 0 0X:T6mmfr&lsft&\Zft$nfr&&V}<DBE.T 
itmmVLte 2 2mVgT*o£o 

[0 0 24] |14 

20 Tzzh\zmmisX*&w&mm-?z>h<DT!$>2>. 15 
tfl%©7;^t (Ah 03)TF-yu^*^cna 

VT&Gmztott&zm>Tm 1 sho^l*^ 9 0 
0 1: t 6 ^ra &m v it& izn e tat <d b e t it & 

[0 0 2 5] fi5 (tt&m) 
Wnn-f FlMXa*»l Onm (r = 2) <D^;P3r: 

0 0t:T6^W^ftUjta«C#^nfc^«?<^BETJt 

1 omVg^^fco 100 o*CT*>«k£ 

nfc^tt<D»*«*tB#fS 1 . 6 Ml CO/g Ce0 2 K 

[0 0 2 6] «6 (Jte*» 
^□D^f F1MX#»5 0 nm©y;|/3-^A7;V& 
tfRlMXtfU 5nmgg(OtU^A!/JV (r = 3. 
5) *ffiffiLfc^^£|»^T08l ^JSOjEUfco 90 0 

<c t? 6 p»n^tt 5 n^c^ft o bet ttmm 
[0027] m (ite«) 

* coaSita*Rfc»£LT^LT8 0%Z r O2/2 

&*tzT>H\zteTmm*mT>±-o&&mm-?2> 

ZtlzXQtt&tstt. tm®**>&\zJ:r)iB\$LL. ft 
»U ^Tlt»T9 0 0rT?6«rH3^« 

pH4tC»tt^ttK»:rXpH8(C»tt^«:«^ 
6# en^: 2 OCD±^!»0!) B BTttmmffltttl'etl 1 
OmVgT&ofco 
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[mtiEflF] 

[ffiWR] ¥f£6^3S2 2R 
[^ScffilE 1 ] 
[»IE#***63 9MH« 

salt r s^pn - ^ a vonfct*fe u * a v )v b 
air u *a y^sw^-r^ie^co^fig r 2 

(2) ^(otiftm^mzmm^mmh. 

(3) ^dc$n^:«:Rft€:lHliRb, 

(4) m&zmtRznfritmm&ft&rz* mmz&ts 

i3fi&ai5-5 0 0 nmT&££££#a<!:-r£it3RJ® 
1 E*©#i£o 

gtf3-l 0 0 nmT&5C<h£#a£t-SSaEa:#© 

zmzm&mtttit)* i ^>icE*a>;&au 

A (D ifc^B « * &&m{tTZ Z£&%lt>nx^Z>0& 

^KE*tf>#£. 

frtt-f? hU^A> ^>^>, ^vttVK. 

*A* /t>J»>A ; 7J^r^A ; y'J3> ; HJ9A : 

X#>y»>A ; *U9A ; ; ; 

A ; ; ; ^ nA^fcfX^X^iJMSr? 

xttJB*«r^:i/Ta«ansc:t*»at-r 5_ 
a> xa*Bft«u9ATft«c&«mi2:-r«tteii 

JCEfc^fe, 

[»*B9] KpHm< £fc7T»*££:£i&a<i: 

mum i o 3 * a kj; k> 0iR£ c t 

[if sftgt 1 1 ] 0JRsnfcajR«i^*K:, »$L<tt 



[w^a i 3 3 K*4k#t 700-1000 t^iast 

frfcfc>n* C t *1*«i:-r* wEHsawn* 1 ofcE 

[jtsfrgj 43 Rft:«J<D^fflT* LX. 51-991 
1 ^KEISTOWfco 

[MdttM 1 5 3 8ft«l«iT$LT, 0. 1-2 0 

1 4E«g)m 

[»*gl 63 *a<t*10m» /gtf>Jt^S«£ 
* ild:€»att5^3-»>AStft U AOS 

M^gl 73 8 0 0 tT©^ 4>tt < 1 *> 2 0 

m&m 1 8 3 900 &u < t *> 2 0 

6 R^l 7 <ftfirn)fr 1 o£E«cdMjS4*o 

MMOI1 93 ift«0»»T«tt, 51-991 

SttOiMm-^A&tM 9—1 MS%<ZH: U 

*-r * - 1 £#a trf zm&m 1 6 - 1 8 g>wn» 1 o 

MMEB2 03 0. 1-2 om*^<Z>±EH-fcf>^ 

att^rr 5 c t &»m£T%m*mi 9 Ego 

[W^ta 2 1 3 a F-K>y*»OTtfls^3^^A 
fttf (Xtt) afbirU^ACDHSSfr^l^ffiT^^i:* 

[«3frB2 2 3 16-21 CDffn» l r> tcE* 

<D»j«<»X«a*3S 1 - 1 5 <DWi» l OJlERCD^ffi 

-&* t i/t, mxm. 16-21 own* 1 ^}cE«<oa 

SftXttHSS 1 -15 g)ftn» 1 oicE»<Wfrttfc± 

0 «i e n^a««a>^& <tt»i ««r^tj c t ^^a t 

m t br, magi 6-2 lowifr 1 o [cE*(Dffi^ 
*x»4i»*a 1 -15 oftrna^ 1 ^\zmm<D^mzx o 
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